In this study, iron-rich mining residue (UGSO) was used as a support to prepare a new Ni-based catalyst via a solid-state reaction protocol. Ni-UGSO with different Ni weight percentages wt.% (5, 10, and 13) were tested for C 2 H 4 dry reforming (DR) and catalytic cracking (CC) after activation with H 2 . The reactions were conducted in a differential fixed-bed reactor at 550-750 • C and standard atmospheric pressure, using 0.5 g of catalyst. Pure gases were fed at a molar ratio of C 2 H 4 /CO 2 = 3 for the DR reaction and C 2 H 4 /Ar = 3 for the CC reaction. The flow rate is defined by a GHSV = 4800 mL STP /h.g cat . The catalyst performance is evaluated by calculating the C 2 H 4 conversion as well as carbon and H 2 yields. All fresh, activated, and spent catalysts, as well as deposited carbon, were characterized by Brunauer-Emmett-Teller (BET), X-ray diffraction (XRD), scanning electron microscopy (SEM), energy dispersive X-ray spectrometry (EDX), transmission electron microscopy (TEM), temperature programmed reduction (TPR), and thermogravimetric analysis (TGA). The results so far show that the highest carbon and H 2 yields are obtained with Ni-UGSO 13% at 750 • C for the CC reaction and at 650 • C for the DR reaction. The deposited carbon was found to be filamentous and of various sizes (i.e., diameters and lengths). The analyses of the results show that iron is responsible for the growth of carbon nanofilaments (CNF) and nickel is responsible for the split of C-C bonds. In terms of conversion and yield efficiencies, the performance of the catalytic formulations tested is proven at least equivalent to other Ni-based catalyst performances described by the literature.
Introduction
Hydrogen is an energy vector and is mainly used in the synthesis of several chemicals such as methanol, ammonia, and liquid hydrocarbons via the Fischer-Tropsch process. Concerning carbon nanofilaments (CNF), several studies have shown that they have noteworthy properties, including high surface area, high mechanical resistance, and high electrical and thermal conductivities [1] . This is why research efforts have focused on optimizing and controlling the formation of these types of carbon structures, instead of inhibiting their growth [2] . Although, usually, carbon formation on catalysts causes the deactivation of the catalyst [3] , CNF are shown to grow in such a way that the catalytically active sites maintain their activity [4] . CNF properties make them a good substitute to high-cost materials used currently in various applications such as reinforcement of composites [5] , manufacturing Table 1 illustrates the BET surface area, average pore volume, and average pore diameter for UGSO and Ni-UGSO with different Ni wt.%. We can observe that Ni-UGSO has a smaller BET surface area, smaller pore volume, and smaller pore diameter than UGSO; this is due to the formation of other phases (spinels) as shown on the XRD pattern ( Figure 1 ) that cause a rearrangement of UGSO structure (the signification of each symbol in XRD patterns are presented in Table 2 ). Regarding the effect of Ni wt.%, no statistically significant change was found. Generally, Ni addition leads to the reduction of specific surface area, pore volume, and pore size of the catalyst. Table 1 . Textural properties of Ni-UGSO with different Ni contents (5, 10 , and 13 wt.%).
Catalyst
BET Surface Area (m 2 ·g −1 ) Average Pore Volume (cm 3 Transition metal-based catalysts, particularly iron and nickel, are recognized for their ability to decompose carbonaceous gases into filamentous carbon and hydrogen. This capacity for carbon formation is due to the high diffusion rate of carbon in these metals at high temperatures.
The coefficients of diffusion of carbon into transition metals at 550 °C are 1.2 × 10 −7 , 0.8 × 10 −7 , and 0.2 × 10 −7 cm 2 /s, for Ni, Fe, and Co, respectively [29] . Consequently, the carbon yield would increase as follows: Ni-based catalyst > Fe-based catalyst > Co-based catalyst. This order, however, was not confirmed by Romero et al. [29] , who studied the influence of these active metals (Co, Ni, Fe) and the influence of the zeolite type support on the synthesis of highly graphitized carbon nanofibers produced from the catalytic decomposition of ethylene. They found that the order is rather Ni > Co > Fe. They affirmed that this difference is due to the zeolite support that has a different synergistic effect, which explains the important role played by the support, on the activity of the catalyst.
Recently, our research group (GRTP-C & P) collaborated with Rio Tinto Iron and Titanium (RTIT) for the valorization of a mining residue (upgraded slag oxide (UGSO)) of the upgraded slag (UGS) process to produce titanium slag from ilmenite. Since UGSO is largely composed of iron oxides, in addition to Mg and Al oxides, it has been used to produce an effective Ni-functionalized spinel catalyst tested in methane DR, methane mixed reforming [30] , and pyrolytic oils SR [31] . In this work, we investigate the efficiency of this new catalyst in ethylene DR and CC reactions to produce H2 and CNF. Table 1 illustrates the BET surface area, average pore volume, and average pore diameter for UGSO and Ni-UGSO with different Ni wt.%. We can observe that Ni-UGSO has a smaller BET surface area, smaller pore volume, and smaller pore diameter than UGSO; this is due to the formation of other phases (spinels) as shown on the XRD pattern ( Figure 1 ) that cause a rearrangement of UGSO structure (the signification of each symbol in XRD patterns are presented in Table 2 ). Regarding the effect of Ni wt.%, no statistically significant change was found. Generally, Ni addition leads to the reduction of specific surface area, pore volume, and pore size of the catalyst. Table 1 . Textural properties of Ni-UGSO with different Ni contents (5, 10 , and 13 wt.%).
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Fresh Catalyst Characterization
Recently, our research group (GRTP-C & P) collaborated with Rio Tinto Iron and Titanium (RTIT) for the valorization of a mining residue (upgraded slag oxide (UGSO)) of the upgraded slag (UGS) process to produce titanium slag from ilmenite. Since UGSO is largely composed of iron oxides, in addition to Mg and Al oxides, it has been used to produce an effective Ni-functionalized spinel catalyst tested in methane DR, methane mixed reforming [30] , and pyrolytic oils SR [31] . In this work, we investigate the efficiency of this new catalyst in ethylene DR and CC reactions to produce H2 and CNF. Table 1 illustrates the BET surface area, average pore volume, and average pore diameter for UGSO and Ni-UGSO with different Ni wt.%. We can observe that Ni-UGSO has a smaller BET surface area, smaller pore volume, and smaller pore diameter than UGSO; this is due to the formation of other phases (spinels) as shown on the XRD pattern ( Figure 1 ) that cause a rearrangement of UGSO structure (the signification of each symbol in XRD patterns are presented in Table 2 ). Regarding the effect of Ni wt.%, no statistically significant change was found. Generally, Ni addition leads to the reduction of specific surface area, pore volume, and pore size of the catalyst. We can also observe that the NiFe2O4 crystal sizes are nanometric and there is no difference in the crystal size in function of wt.% of Ni on the catalyst. XRD patterns of fresh catalysts with different wt.% of Ni are shown in, which shows that the patterns of the three catalysts are identical. The same family phases have been detected whatever the Ni percentage. In summary, the catalysts are mainly composed of two phases: spinels, in the most probable order of formation (figure of merit (FOM) smallest); MgFeAlO4, MgFe2O4, Fe3O4, NiFeAlO4, AlFe2O4, NiFe2O4; and monoxides (NiO, MgO), which coexist in their solid solution. When comparing to the pattern of fresh UGSO, the new crystalline phases are a clear indication that the Ni has been well integrated into the structure of the UGSO.
Results and Discussion
Fresh Catalyst Characterization
According to the TEM images (Figure 2a ,c), the catalyst particles are faceted and have a size distribution ranging between 70 nm and 355 nm. SAED patterns (Figure 2b, d) indicate that the catalyst is composed of the spinels NiFe2O4 and Fe3O4, and oxides NiO and (MgFe)O (Table 3 ). These results corroborate the XRD analysis results. (Table 3 ). These results corroborate the XRD analysis results. 
Catalyst Activation and Characterization before DR and CC Reactions
Before the DR and CC reactions, Ni-UGSO was activated by H 2 . Concerning structural properties, we notice that the activation has increased the BET surface area, pore volume, and pore diameter ( Table 4 ). The effect of the activation is the reduction of metal oxides into metal particles as we can see in XRD pattern (Figure 3 ), especially into Ni and Fe metal and their alloys, which leads to a pore enlargement and a BET increase due to the nanometric size of the metallic species proved by TEM ( Figure 4 ). When comparing the XRD patterns of the catalyst structure before and after activation by H2, we can observe the appearance of peaks attributed to the metallic phases Ni, Fe, and their alloys. Yu et al. [32] have shown that the reduction of catalysts containing Ni and Fe leads to the formation of their alloys such as tarnite and kamacite, and the proportion of Ni:Fe on the alloy after reduction depends on their initial mass ratio. We can also observe the presence of FeO, which means that the magnetite has been reduced partially into wüstite and iron.
TPR analysis was used to determine the reduction temperatures of the different metal species present in the catalyst. The TPR profiles for the three different catalysts with different wt.% ( Figure  5 ) have the same shape with three distinctive peaks. The difference is in the amount of H2 consumed, which, as expected, increases with the wt.% of Ni in the catalyst. When comparing the XRD patterns of the catalyst structure before and after activation by H 2 , we can observe the appearance of peaks attributed to the metallic phases Ni, Fe, and their alloys. Yu et al. [32] have shown that the reduction of catalysts containing Ni and Fe leads to the formation of their alloys such as tarnite and kamacite, and the proportion of Ni:Fe on the alloy after reduction depends on their initial mass ratio. We can also observe the presence of FeO, which means that the magnetite has been reduced partially into wüstite and iron.
TPR analysis was used to determine the reduction temperatures of the different metal species present in the catalyst. The TPR profiles for the three different catalysts with different wt.% ( Figure 5 ) have the same shape with three distinctive peaks. The difference is in the amount of H 2 consumed, which, as expected, increases with the wt.% of Ni in the catalyst. on their initial mass ratio. We can also observe the presence of FeO, which means that the magnetite has been reduced partially into wüstite and iron.
TPR analysis was used to determine the reduction temperatures of the different metal species present in the catalyst. The TPR profiles for the three different catalysts with different wt.% ( Figure  5 ) have the same shape with three distinctive peaks. The difference is in the amount of H2 consumed, which, as expected, increases with the wt.% of Ni in the catalyst. In fact, the reduction temperature of metals depends on their interaction with the support and their location, as well as the structure to which it belongs (oxide or spinel). The reduction of Ni-UGSO by H 2 essentially leads to the formation of metallic Fe and Ni particles in addition to their solid solution. Al and Mg are resistant to reduction and remain in their oxidized state.
The analysis of the Ni-UGSO 13% TPR pattern depicts the main reduction peak (the one in the middle) and two others. The first peak can be attributed to the reduction of free NiO (not in interaction with all other phases) and the reduction of Fe 3+ to Fe 2+ . The second peak can be assigned to the reduction of both Fe 3+ species to Fe 2+ and Fe, and Ni 2+ to Ni (NiO moderately interacting with other phases). The third peak can be attributed to the reduction of NiO strongly interacting with MgO or having a strong interaction with spinel MgFeAlO 4 [30] .
As shown in Figure 4 , the reduction of the catalyst by H 2 led to the formation of metal crystallites with different sizes on the surface of crystals that have not been reduced (Al and Mg oxides). Similar results were found by Romero et al. [29] , who studied the reduction of zeolite-supported Ni-and Fe-based catalysts. They observed Fe and Ni crystallites with different distributions formed on the surface of the zeolite. In fact, the activation of catalysts by H 2 led to the reduction of oxides into small metallic particles, which are the active phase for the growth of CNF.
As depicted in Figure 4b , the crystallite sizes are in the range of 10-30 nm. Yu et al. [32] have found that the reduction of the Ni:Fe (6:1) catalyst has an average crystallite size of 6 nm with a Gaussian-like distribution. The difference observed when comparing our results with those in the literature might be due to a different Ni:Fe ratio and/or to the reduction conditions (nature of the substrate and rate of heat and mass transfer). Some sintering seems to have taken place due to reduction because, if we compare Figures 4a and 2, we notice that the support particle size has increased (100-400 nm).
The EDX pattern ( Figure 6 ) shows that these crystallites are composed mainly of Ni and Fe and no O has been detected. This proves that these crystallites are metallic and they are Ni, Fe, and/or Ni-Fe alloys, thus corroborating the already presented XRD results.
substrate and rate of heat and mass transfer). Some sintering seems to have taken place due to reduction because, if we compare Figure 4a and Figure 2 , we notice that the support particle size has increased (100-400 nm).
The EDX pattern ( Figure 6 ) shows that these crystallites are composed mainly of Ni and Fe and no O has been detected. This proves that these crystallites are metallic and they are Ni, Fe, and/or Ni-Fe alloys, thus corroborating the already presented XRD results. 
Ni-UGSO Catalyst Performance
Thermodynamic Investigation
FactSage software was used to study the thermodynamic equilibrium of the C 2 H 4 CC and DR reactions at different conditions of temperature (450-850 • C) and molar ratios C 2 H 4 /CO 2 (1/1-3/1) at atmospheric pressure. Equilibrium composition, heat, and enthalpy of the reaction, as well as the amount of deposited carbon, were studied during this research. This investigation allowed us to choose the experimental conditions. The results are shown in Figures 7-9.
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Ni-UGSO Catalyst Performance
Thermodynamic Investigation
FactSage software was used to study the thermodynamic equilibrium of the C2H4 CC and DR reactions at different conditions of temperature (450-850 °C) and molar ratios C2H4/CO2 (1/1-3/1) at atmospheric pressure. Equilibrium composition, heat, and enthalpy of the reaction, as well as the amount of deposited carbon, were studied during this research. This investigation allowed us to choose the experimental conditions. The results are shown in ∆H is negative for the CC reaction, which means that the reaction is exothermic, and it increases with the increase of temperature ( Figure 9 ). The ∆H of the DR reaction is negative for temperatures below 600 • C for both ratios. This means that at temperatures higher than 600 • C the reaction is endothermic. The heat of this reaction increases with the increase of the amount of ethylene in the feedstock.
The decline of ∆G with temperature illustrates that the equilibrium is displaced toward the products. For the CC reaction, at temperatures below 700 • C, ∆G is positive and, therefore, the reaction is not taking place. For the DR reaction, ∆G is higher at higher C 2 H 4 /CO 2 ratios, which means that conversion is favored. For the CC reaction, H 2 and carbon amounts at the equilibrium increase with temperature ( Figure 9 ). However, for the DR reaction, the H 2 amount increases with the temperature for both ratios, while the C amount decreases with the temperature at ratio 1/1 and reaches its maximum at 650 • C at a ratio of 3/1.
Based on these results, the three following temperatures have been chosen to be studied experimentally: 550 • C, 650 • C, and 750 • C. Since we want to maximize carbon and H 2 production, a 3/1 ratio of C 2 H 4 /CO 2 was chosen.
Study of CC Reaction
The effect of temperature and Ni percentage on CNF and H 2 yields, as well as carbon growth rate, are presented in Figure 10 and Table 5 , respectively. Yu et al. [32] , who used a bimetallic catalyst of Ni-Fe with different Ni loading levels, found that productivity is higher for higher T and higher Ni loading. This work shows that C and H 2 yields increase with temperature ( Figure 10 ). This is in accordance with the previously reported literature [32] . Moreover, the carbon growth rate increases with T because the solubility and diffusion of the carbon in the solid metallic phases also increases with T [33] . This effect is even more pronounced at higher percentages of Ni in the catalyst.
( Figure 9 ). However, for the DR reaction, the H2 amount increases with the temperature for both ratios, while the C amount decreases with the temperature at ratio 1/1 and reaches its maximum at 650 °C at a ratio of 3/1.
Based on these results, the three following temperatures have been chosen to be studied experimentally: 550 °C, 650 °C, and 750 °C. Since we want to maximize carbon and H2 production, a 3/1 ratio of C2H4/CO2 was chosen.
The effect of temperature and Ni percentage on CNF and H2 yields, as well as carbon growth rate, are presented in Figure 10 and Table 5 , respectively. Since the highest carbon and H 2 yields were observed at T = 650 • C and wt.% of Ni = 13%, the reaction results at these conditions are presented in detail in Table 6 and Figure 11 . Overall, the highest carbon and H2 yields, YH2 = 74.46% and YC = 76.25%, respectively, are observed at T = 750 °C and 13% of Ni. Thus, the carbon turnover frequency (TOF) expressed per mass of catalysts was 2.8 gC·gcat −1 ·h −1 at a flow rate of 30 mL/min (Table 6) . When compared to the catalysts used in the literature, this catalyst has shown similar to better performance. Yu et al. [32] have produced 3 gC·gcat −1 ·h −1 and 2.55 gC·gcat −1 ·h −1 using bimetallic catalysts Ni-Fe(6-1) and Ni-Fe(5-5), respectively, with a feed of C2H4/CO/H2 (30/10/10). Diaz et al. [34] studied Ni-SiO2 catalyst for the catalytic decomposition of ethylene to produce carbon, between 600 °C and 700 °C. They obtained the maximum of carbon at 600 °C with 2 gC·gcat −1 ·h −1 for 60 mL/min of C2H4. Figure 11 shows that the steady-state has been reached very fast during the first 20 min of TOS. The conversion of C2H4 is nearly 100% and starts slightly decreasing in the last 20 min. The hydrogen yield is also constant around 80% for 120 min while the rate of carbon formation is also high and equal to 2.82 gC.gca −1 .h −1 . The observed high and constant rates of carbon and H2 formation are due to the high activity of the catalyst at the beginning of the reaction; moreover, even though carbon was formed, the catalyst did not show any deactivation during the TOS of operation. The latter can be explained by the type of carbon formed. Indeed, the carbon formed was analyzed by SEM and it has been proven that it was under the form of CNF (Figure 12 ), which was not affecting considerably the access of the reactants at the surface of the catalyst. Overall, the highest carbon and H 2 yields, Y H2 = 74.46% and Y C = 76.25%, respectively, are observed at T = 750 • C and 13% of Ni. Thus, the carbon turnover frequency (TOF) expressed per mass of catalysts was 2.8 g C ·g cat −1 ·h −1 at a flow rate of 30 mL/min (Table 6) . When compared to the catalysts used in the literature, this catalyst has shown similar to better performance. Yu et al. [32] have produced 3 g C ·g cat −1 ·h −1 and 2.55 g C ·g cat −1 ·h −1 using bimetallic catalysts Ni-Fe(6-1) and Ni-Fe(5-5), respectively, with a feed of C 2 H 4 /CO/H 2 (30/10/10). Diaz et al. [34] studied Ni-SiO 2 catalyst for the catalytic decomposition of ethylene to produce carbon, between 600 • C and 700 • C. They obtained the maximum of carbon at 600 • C with 2 g C ·g cat −1 ·h −1 for 60 mL/min of C 2 H 4 . Figure 11 shows that the steady-state has been reached very fast during the first 20 min of TOS. The conversion of C 2 H 4 is nearly 100% and starts slightly decreasing in the last 20 min. The hydrogen yield is also constant around 80% for 120 min while the rate of carbon formation is also high and equal to 2.82 g C .g ca −1 .h −1 . The observed high and constant rates of carbon and H 2 formation are due to the high activity of the catalyst at the beginning of the reaction; moreover, even though carbon was formed, the catalyst did not show any deactivation during the TOS of operation. The latter can be explained by the type of carbon formed. Indeed, the carbon formed was analyzed by SEM and it has been proven that it was under the form of CNF (Figure 12 ), which was not affecting considerably the access of the reactants at the surface of the catalyst. 
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The effect of temperature and Ni percentage on CNF and H2 yields, as well as carbon growth rate, are illustrated in Figure 13 and Table 7 , respectively. 
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The effect of temperature and Ni percentage on CNF and H2 yields, as well as carbon growth rate, are illustrated in Figure 13 and Table 7 , respectively. Figure 13 shows that the carbon yield for all Ni contents has a maximum at 650 • C. Although it seems that the same applies to the H 2 yield, the latter keeps increasing in the case of the 10% Ni content catalyst. The amount of Ni active sites is a parameter that plays a significant role in terms of catalytic activity. The BET results in Table 1 show that the specific surface and the average pore volume is not a function of the Ni content in the range between 5 and 13 wt.%. The small difference observed in the case of 10 wt.% Ni catalyst is within the experimental error and cannot be used as a differentiation argument. In light of the above, the difference in H 2 yield observed in the case of the 10 wt.% Ni catalysts might be explained in the following way:
(a) As expected by thermodynamic calculations, the temperature around 600 • C is optimal for carbon production and this is clearly shown by the experiments in Figure 13 ; (b) At higher temperatures (i.e., 750 • C), carbon production decreases, but the H 2 yield must increase.
Although this is the trend observed with the 10 wt.% Ni catalyst, in the case of 5 wt.% Ni, this increase is nil. In the case of 13 wt.% Ni, we observe the opposite. The most plausible speculation is that, at 5 wt.% Ni, the active catalytic sites are low, while, at 13 wt.% Ni, the Ni distribution is less than optimal. It is well known that in almost all heterogeneous catalysts there is an optimal active metal content below which and above which the catalytic activity decreases.
Since the target of the manuscript is the comparison of two regimes with a number of Ni-UGSO formulations, there are no available surface data to support further discussion. Our continuous efforts are now focusing namely on these aspects.
Both carbon and hydrogen yields are maximal at 650 • C. This behavior can be explained by carbon and H 2 formation and consumption reactions. In fact, carbon is produced from C 2 H 4 decomposition and Boudouard reaction and consumed by the gasification reaction, while H 2 is produced by C 2 H 4 decomposition and consumed by RWGS reaction. C 2 H 4 decomposition and RWGS reactions are favored by high temperatures. Boudouard has a thermodynamic maximum of carbon formation around 550 • C. At T lower than 650 • C, the formation rate exceeds the consumption rate Concerning the effects of Ni, the yield of carbon and H 2 increases with the increase of the Ni weight percentage in the catalyst, and this is attributed to the higher catalytic activity at higher Ni loading levels and consequently faster reaction rates. We can notice an exception for Ni-UGSO 13% at T = 550 • C where the yields are very low. This could be explained by the fact that the catalyst at such a low T with such a high load of Ni has not reached its highest activity within 2 h.
Since the highest carbon and H 2 yields were observed at T = 650 • C and wt.% of Ni = 13%, the reaction results at these conditions are presented in detail in Table 8 and Figure 14 .
Ni-based catalysts have been used in the past for DR reactions, especially for methane and ethanol, but there are few studies on ethylene dry reforming. Jankhah et al. [15] examined in detail the dry reforming reaction of ethanol using activated stainless-steel strips as a catalyst (strip surface of 0.04 m 2 ). Experiments have shown that the results that give the best yields of carbon and H 2 are obtained at a temperature of 550 • C. They have obtained a carbon rate equal to 3.6 g·h −1 and an H 2 yield of 76.33%. Since this catalyst is 2D and not 3D, the equivalent carbon TOF is related to the catalyst surface and not to the weight and is equal to 90 g·h −1 ·m −2 . Ni-based catalysts have been used in the past for DR reactions, especially for methane and ethanol, but there are few studies on ethylene dry reforming. Jankhah et al. [15] examined in detail the dry reforming reaction of ethanol using activated stainless-steel strips as a catalyst (strip surface of 0.04 m 2 ). Experiments have shown that the results that give the best yields of carbon and H2 are obtained at a temperature of 550 °C. They have obtained a carbon rate equal to 3.6 g·h −1 and an H2 yield of 76.33%. Since this catalyst is 2D and not 3D, the equivalent carbon TOF is related to the catalyst surface and not to the weight and is equal to 90 g·h −1 ·m −2 . We observed that, during the first 100 min, the conversion of C 2 H 4 is near 100% and starts slightly decreasing during the last 20 min. Hydrogen yield is constant for 120 min and equal to 65% (Figure 14) , and the rate of carbon formation is high and equal to 2.25 g C ·g cat −1 ·h −1 . These high and constant rates of carbon and H 2 formation are due to the high activity of the catalyst and can be explained by the following: the H 2 formed contributes to the additional activation of the catalyst through the reduction of iron oxides. This is proven by the presence of Fe and Ni metal peaks and the disappearance of iron oxide peaks on used catalyst XRD ( Figure 15 ). It has been demonstrated that the carbon under the form of catalytically induced CNF itself has catalytic properties [4] . Although the activity measured through carbon TOF per mass of CNF is lower, if the TOF is calculated per mass of carbides content of the CNF, it is shown to be higher. This explains, at least partially, why the catalytic activity remains high even when the catalyst surface is covered by CNF.
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The carbon formed was analyzed by SEM and it has been proven that it is mainly under the form of CNF ( Figure 16 ). Figure 15 shows the XRD of deposited carbon on the used catalyst after the DR and CC reactions. The peak at 2θ = 26 • confirms that the carbon formed is graphitic, no peaks of oxides have been detected, and only Ni and Fe were present in the patters, which proves that their oxides were reduced during the reactions. Carbide formation was expected because carbides are known to be the precursor of CNF especially with iron-based catalysts. Fe 3 C is metastable under the reaction conditions so it is decomposed to CNF and α-Fe [35] . Nickel plays a key role in the formation of CNF because, when UGSO was used alone, catalyst activity was low [30] . When nickel was added, the quantity and quality of CNF were found to have improved. Nickel catalyzes the C-C bond cleavage, thus producing carbon species radicals and atomic carbon that diffuses and dissolves in the iron to form a solid solution of iron carbides [36] . Figure 17 shows the results of TGA analysis. For the DR sample, at T up to 450 • C, a mass gain of 0.25% was detected. Between 450 • C and 765 • C, there was a mass loss of about 60%; finally, between 765 • C and 890 • C, a mass gain of 0.05% was observed.
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The peak at 2θ = 26° confirms that the carbon formed is graphitic, no peaks of oxides have been detected, and only Ni and Fe were present in the patters, which proves that their oxides were reduced during the reactions. Carbide formation was expected because carbides are known to be the precursor of CNF especially with iron-based catalysts. Fe3C is metastable under the reaction conditions so it is decomposed to CNF and α-Fe [35] . Nickel plays a key role in the formation of CNF because, when UGSO was used alone, catalyst activity was low [30] . When nickel was added, the quantity and quality of CNF were found to have improved. Nickel catalyzes the C-C bond cleavage, thus producing carbon species radicals and atomic carbon that diffuses and dissolves in the iron to form a solid solution of iron carbides [36] . Figure 17 shows the results of TGA analysis. For the DR sample, at T up to 450 °C, a mass gain of 0.25% was detected. Between 450 °C and 765 °C, there was a mass loss of about 60%; finally, between 765 °C and 890 °C, a mass gain of 0.05% was observed. For the CC sample, up until 500 °C, a mass gain of 0.23% was measured. From 500 °C to 750 °C, there was a mass loss of 88.62% and, finally, between 750 °C and 900 °C, a mass gain of 0.05% was observed.
The higher the temperature of oxidation, the higher the degree of structural order. Thus, as can be seen in Figure 17 , the oxidation of CNF produced by DR (CNF-DR) begins at a temperature lower than that in the case of CNF formed by CC (CNF-CC) (450 °C vs. 500 °C). In the literature, it has been reported that the oxidation of graphite and C60 in TGA occurs at 645 °C and 420 °C, respectively [37] . The oxidation temperature of CNF-CC is similar to that reported for CNT [38] and higher than that reported by Sui et al. [39] . They are all lower than the graphite oxidation temperature. Serp et al. [40] have confirmed that CNT and CNF are more reactive than graphite. They have shown that CNF samples with 10% of remaining metal (produced from ethylene on Fe/SiO2 catalysts) present a maximum gasification rate at 650 °C. The single-wall carbon nanotube (SWCNT), which is the carbon nanostructure that has the least remaining metal percentage (less than 1% of metal) and the least defects on its surface, presents a maximum gasification rate at 800 °C. MWCNT, with 3% and 7.5% of residual metal, presents a maximum rate at 650 °C and 550 °C, respectively. According to these findings, the presence of defects on the CNF surface and the presence of residual metal within the carbon nanostructures that can catalyze carbon gasification cause a shift to lower temperatures. While the oxidation resistance of the DR carbon and the CC carbon is different, we can say that either CNF-DR carbon is more structured than CNF-CC, or that it contains more metal, or even that their surfaces are not the same, which means that they are two distinct types of CNF. The TEM analyses reported For the CC sample, up until 500 • C, a mass gain of 0.23% was measured. From 500 • C to 750 • C, there was a mass loss of 88.62% and, finally, between 750 • C and 900 • C, a mass gain of 0.05% was observed.
The higher the temperature of oxidation, the higher the degree of structural order. Thus, as can be seen in Figure 17 , the oxidation of CNF produced by DR (CNF-DR) begins at a temperature lower than that in the case of CNF formed by CC (CNF-CC) (450 • C vs. 500 • C). In the literature, it has been reported that the oxidation of graphite and C 60 in TGA occurs at 645 • C and 420 • C, respectively [37] . The oxidation temperature of CNF-CC is similar to that reported for CNT [38] and higher than that reported by Sui et al. [39] . They are all lower than the graphite oxidation temperature. Serp et al. [40] have confirmed that CNT and CNF are more reactive than graphite. They have shown that CNF samples with 10% of remaining metal (produced from ethylene on Fe/SiO 2 catalysts) present a maximum gasification rate at 650 • C. The single-wall carbon nanotube (SWCNT), which is the carbon nanostructure that has the least remaining metal percentage (less than 1% of metal) and the least defects on its surface, presents a maximum gasification rate at 800 • C. MWCNT, with 3% and 7.5% of residual metal, presents a maximum rate at 650 • C and 550 • C, respectively. According to these findings, the presence of defects on the CNF surface and the presence of residual metal within the carbon nanostructures that can catalyze carbon gasification cause a shift to lower temperatures. While the oxidation resistance of the DR carbon and the CC carbon is different, we can say that either CNF-DR carbon is more structured than CNF-CC, or that it contains more metal, or even that their surfaces are not the same, which means that they are two distinct types of CNF. The TEM analyses reported below help us to identify the type of CNF produced. It is well known that there are different types of CNF depending on the arrangement of the graphene plans. Accordingly, CNF are classified into three categories: platelets, fishbone, and stacked-cup CNF [2] .
SEM-EDX Analysis
SEM images have shown that, in this experiment, the carbon is under the form of filaments of varying diameters. For CNF-DR, the diameter range is 15-50 nm ( Figure 18 ) and for CNF-CC it is 25-75 nm (Figure 19 . Using backscattered electron imaging (Figure 20) , we can see that the metal particles are located on the top of the nanofilaments. CNF depending on the arrangement of the graphene plans. Accordingly, CNF are classified into three categories: platelets, fishbone, and stacked-cup CNF [2] .
SEM images have shown that, in this experiment, the carbon is under the form of filaments of varying diameters. For CNF-DR, the diameter range is 15-50 nm ( Figure 18 ) and for CNF-CC it is 25-75 nm (Figure 19 . Using backscattered electron imaging (Figure 20) , we can see that the metal particles are located on the top of the nanofilaments. The EDX images presented in Figure 21 and Figure 22 give a chemical analysis of the spent catalyst and carbon deposited. We notice on the spectrum that the peaks of carbon are intense for both reactions, which proves the existence of carbon corresponding to CNF, as we can see on the SEM images. The EDX images presented in Figures 21 and 22 give a chemical analysis of the spent catalyst and carbon deposited. We notice on the spectrum that the peaks of carbon are intense for both reactions, which proves the existence of carbon corresponding to CNF, as we can see on the SEM images. The EDX images presented in Figure 21 and Figure 22 give a chemical analysis of the spent catalyst and carbon deposited. We notice on the spectrum that the peaks of carbon are intense for both reactions, which proves the existence of carbon corresponding to CNF, as we can see on the SEM images. 
TEM-EDX Analysis
•
DR Reaction Sample
Examination of the carbon formed in TEM demonstrated that the carbon formed consists entirely of cylindrical and straight CNF. However, all CNF produced are of the fishbone type (graphene sheets at a certain angle relative to the hollow core fiber main axis). Romero et al. [29] have indicated in their article that Fe-based catalysts are responsible for the growth of two types of CNF, tubular (sheets parallel to fiber axis), and platelets; while Ni-based catalysts are responsible for the growth of fishbone type CNF only. However, in an earlier work of our research group [15] where steel was used as a dry reforming catalyst to produce CNF, it has been found that different forms of CNF were formed during the reactions, including fishbone ones. Yu et al. [32] have done a study in conditions similar to ours, which consists of decomposing a C2H4/H2/CO mixture with a Ni-Fe bimetallic catalyst and have found that the CNF formed during their study were of the fishbone type. They have reported that the fishbone is probably formed when a Boudourd reaction took place. In light of these results, we can deduce that the catalyst is not the only factor that influences the type of carbon formed; other factors, such as the type of gas supplied and the temperature, also have an influence as discussed further in Section 2.5.
When the graphitic sheets stack with one another, the angle formed between the sheets and the fiber axis was not always the same for all of the produced CNF. Different angles (11°, 17°, 23°) are observed. It also seems that the diameter of the hollow core depends on this angle: the bigger the angle, the smaller the diameter (Figure 23 ). Since the catalyst's structure changes over TOS, it is rather impossible to control the width of the CNF as it is also discussed further on (Section 2.5). 
TEM-EDX Analysis
• DR Reaction Sample
Examination of the carbon formed in TEM demonstrated that the carbon formed consists entirely of cylindrical and straight CNF. However, all CNF produced are of the fishbone type (graphene sheets at a certain angle relative to the hollow core fiber main axis). Romero et al. [29] have indicated in their article that Fe-based catalysts are responsible for the growth of two types of CNF, tubular (sheets parallel to fiber axis), and platelets; while Ni-based catalysts are responsible for the growth of fishbone type CNF only. However, in an earlier work of our research group [15] where steel was used as a dry reforming catalyst to produce CNF, it has been found that different forms of CNF were formed during the reactions, including fishbone ones. Yu et al. [32] have done a study in conditions similar to ours, which consists of decomposing a C 2 H 4 /H 2 /CO mixture with a Ni-Fe bimetallic catalyst and have found that the CNF formed during their study were of the fishbone type. They have reported that the fishbone is probably formed when a Boudourd reaction took place. In light of these results, we can deduce that the catalyst is not the only factor that influences the type of carbon formed; other factors, such as the type of gas supplied and the temperature, also have an influence as discussed further in Section 2.5.
When the graphitic sheets stack with one another, the angle formed between the sheets and the fiber axis was not always the same for all of the produced CNF. Different angles (11 • , 17 • , 23 • ) are observed. It also seems that the diameter of the hollow core depends on this angle: the bigger the angle, the smaller the diameter (Figure 23 ). Since the catalyst's structure changes over TOS, it is rather impossible to control the width of the CNF as it is also discussed further on (Section 2.5). The distance between the graphitic sheets is 0.340 nm (Figure 24) , which is higher than the corresponding distance of graphite (0.335 nm). This means that CNF have structural defects and their structure is only ordered locally, not globally [29] . These defects are shown in as waved lines. The fact that the CNF are less ordered and have defects has been verified by TGA profiles ( Figure 17) , where the latter demonstrates that lower temperatures are necessary to oxidize CNF. Some zones that are darker than others can also be observed; they are due to layers not being stacked identically, and whose local density is different. The degree of graphitization ( ) is calculated using this Equation:
= 3.354 0.086 (1 ) , where dhkl is the interplanar distance [41] . Thus, the -value of the CNF produced in this study is = 46.5%. Romero et al. [29] have found that CNF produced from ethylene decomposition over a Fe-Ni-based catalyst have an interplanar distance of 3.42 Å, therefore = 23%, which means that they are less graphitized than those obtained in this work. The distance between the graphitic sheets is 0.340 nm (Figure 24) , which is higher than the corresponding distance of graphite (0.335 nm). This means that CNF have structural defects and their structure is only ordered locally, not globally [29] . These defects are shown in as waved lines. The fact that the CNF are less ordered and have defects has been verified by TGA profiles (Figure 17) , where the latter demonstrates that lower temperatures are necessary to oxidize CNF. Some zones that are darker than others can also be observed; they are due to layers not being stacked identically, and whose local density is different. The degree of graphitization (g) is calculated using this Equation: d hkl = 3.354 + 0.086 (1 − g), where d hkl is the interplanar distance [41] . Thus, the g -value of the CNF produced in this study is g = 46.5%. Romero et al. [29] have found that CNF produced from ethylene decomposition over a Fe-Ni-based catalyst have an interplanar distance of 3.42 Å, therefore g = 23%, which means that they are less graphitized than those obtained in this work. SAED analysis confirmed that the interplanar distance of CNF is 0.340 nm. The second dhkl can be attributed to planes (102), (220), and (031) of Fe3C according to JCPDF File # 35-0772, or to planes (111) and (110) of Ni and Fe, respectively. From the presence of Fe3C, it can be deduced that CNF have grown on Fe. The existence of the Ni atoms in the metallic particles at the bottom of the CNF, as it is proven by SAED ( Figure 25 ) and confirmed by the EDX analysis ( Figure 21) , confirms that the Ni has mainly participated in one of the stages of the growth of the CNF, which is the decomposition of the HC, while the iron is the main contributor in the second and third stages (dissolution and precipitation). In fact, it is known that Ni and Fe differ in their ability to decompose HC and solubilize carbon. Ni rapidly dehydrogenates the adsorbed HC while Fe is slower, and iron solubilizes carbon better than Ni. Indeed, the solubility of the carbon in the Ni in the range of temperature at which we worked is very low. Lander et al. [42] have experimentally developed an Equation that gives the solubility of carbon in nickel between 700 °C and 1300 °C, which is as follows:
where S is the solubility in grams of carbon per 100 gr of nickel and the temperature is in °C. The S value at 700 °C is relatively low (2.5%). This will also be discussed further in Section 2.5. SAED analysis confirmed that the interplanar distance of CNF is 0.340 nm. The second d hkl can be attributed to planes (102), (220), and (031) of Fe 3 C according to JCPDF File # 35-0772, or to planes (111) and (110) of Ni and Fe, respectively. From the presence of Fe 3 C, it can be deduced that CNF have grown on Fe. The existence of the Ni atoms in the metallic particles at the bottom of the CNF, as it is proven by SAED ( Figure 25 ) and confirmed by the EDX analysis ( Figure 21) , confirms that the Ni has mainly participated in one of the stages of the growth of the CNF, which is the decomposition of the HC, while the iron is the main contributor in the second and third stages (dissolution and precipitation). In fact, it is known that Ni and Fe differ in their ability to decompose HC and solubilize carbon. Ni rapidly dehydrogenates the adsorbed HC while Fe is slower, and iron solubilizes carbon better than Ni. Indeed, the solubility of the carbon in the Ni in the range of temperature at which we worked is very low. Lander et al. [42] have experimentally developed an Equation that gives the solubility of carbon in nickel between 700 • C and 1300 • C, which is as follows: lnS = 2. 48-4.880 T , where S is the solubility in grams of carbon per 100 gr of nickel and the temperature is in • C. The S value at 700 • C is relatively low (2.5%). This will also be discussed further in Section 2.5. SAED analysis confirmed that the interplanar distance of CNF is 0.340 nm. The second dhkl can be attributed to planes (102), (220), and (031) of Fe3C according to JCPDF File # 35-0772, or to planes (111) and (110) of Ni and Fe, respectively. From the presence of Fe3C, it can be deduced that CNF have grown on Fe. The existence of the Ni atoms in the metallic particles at the bottom of the CNF, as it is proven by SAED ( Figure 25 ) and confirmed by the EDX analysis ( Figure 21) , confirms that the Ni has mainly participated in one of the stages of the growth of the CNF, which is the decomposition of the HC, while the iron is the main contributor in the second and third stages (dissolution and precipitation). In fact, it is known that Ni and Fe differ in their ability to decompose HC and solubilize carbon. Ni rapidly dehydrogenates the adsorbed HC while Fe is slower, and iron solubilizes carbon better than Ni. Indeed, the solubility of the carbon in the Ni in the range of temperature at which we worked is very low. Lander et al. [42] have experimentally developed an Equation that gives the solubility of carbon in nickel between 700 °C and 1300 °C, which is as follows:
where S is the solubility in grams of carbon per 100 gr of nickel and the temperature is in °C. The S value at 700 °C is relatively low (2.5%). This will also be discussed further in Section 2.5. 
• CC Reaction Sample
For the CC reaction, we observed that there are different types of CNF, such as the tubular shape (layers are parallel to fiber axis like MWCNT) with a hollow core (Figure 26b,d) , where we can also observe that some layers have torn ends. It seems that the sheets tended to connect to fill the inside of the CNF structure. Another type of structure is the bamboo type (Figure 26c ). We were also able to observe that CNF formed with irregular stacking of graphene planes (Figure 26a ), and we can observe that the graphene planes started out parallel to one another and that the angle of inclination with the fiber axis subsequently changed. The appearance of these CNF is quite similar to those formed by the decomposition of C 2 H 4 /H 2 over Fe:Ni catalyst studied by Park and Baker [43] .
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CC Reaction Sample
For the CC reaction, we observed that there are different types of CNF, such as the tubular shape (layers are parallel to fiber axis like MWCNT) with a hollow core (Figure 26b, d) , where we can also observe that some layers have torn ends. It seems that the sheets tended to connect to fill the inside of the CNF structure. Another type of structure is the bamboo type (Figure 26c ). We were also able to observe that CNF formed with irregular stacking of graphene planes (Figure 26a ), and we can observe that the graphene planes started out parallel to one another and that the angle of inclination with the fiber axis subsequently changed. The appearance of these CNF is quite similar to those formed by the decomposition of C2H4/H2 over Fe:Ni catalyst studied by Park and Baker [43] . In Figure 27 , we observe that the metal particle is not on the tip of the filament contrary to what was found in DR, but it is encapsulated inside the filament. This could be explained by the fragmentation of the main particle, as its fragments could have been entrained within the body structure of the filament during the growth phase. The same behavior was found by Park and Baker [43] who worked in conditions similar to those used for this work (decomposition of C2H4 over Ni-Fe catalyst). The metal particle that was encapsulated by the CNF during the CC reaction appears to have a smooth globular morphology, in contrast to the structure of the catalyst particles at the end of the CNF produced in the DR reaction, which have more angular forms. In Figure 27 , we observe that the metal particle is not on the tip of the filament contrary to what was found in DR, but it is encapsulated inside the filament. This could be explained by the fragmentation of the main particle, as its fragments could have been entrained within the body structure of the filament during the growth phase. The same behavior was found by Park and Baker [43] who worked in conditions similar to those used for this work (decomposition of C 2 H 4 over Ni-Fe catalyst). The metal particle that was encapsulated by the CNF during the CC reaction appears to have a smooth globular morphology, in contrast to the structure of the catalyst particles at the end of the CNF produced in the DR reaction, which have more angular forms. The EDX analysis presented in Figure 28 shows Fe and Ni peaks in the pattern as well as C peak, which proves that the metallic particle is composed of both metals and encapsulated by carbon. Figure 28 . EDX analysis of carbon deposited on Ni-UGSO 13% after CC reaction at 750 °C for 2 h TOS.
Mechanistic Understanding for the Growth of CNF
The results of this study, which aimed to test the catalytic performance of a new catalyst derived from a mining residue (Ni-UGSO), have shown that Ni-UGSO is also a good catalyst for CNF production from ethylene cracking and dry reforming.
The influence of the catalyst composition as well as of the precursor gas composition and reaction conditions are discussed below.
Influence of the Catalyst on the Growth of CNF
The effects of Ni and Fe on the growth of CNF is different depending on whether it is a CC reaction (decomposition of C2H4) or a DR reaction (decomposition of C2H4 and disproportionation of CO). Park et al. [43] have mentioned in their work that Ni-based catalysts are good for the decomposition of ethylene but were not as potent for catalyzing the Boudouard reaction, whereas Febased catalysts exhibited the opposite behavior. This fact was verified by our work, where we found that Ni is responsible for ethylene decomposition while Fe is responsible for the growth of CNF. They a b Figure 27 . TEM analysis showing a catalyst particle inserted in two different nanofilaments.
The EDX analysis presented in Figure 28 shows Fe and Ni peaks in the pattern as well as C peak, which proves that the metallic particle is composed of both metals and encapsulated by carbon. The EDX analysis presented in Figure 28 shows Fe and Ni peaks in the pattern as well as C peak, which proves that the metallic particle is composed of both metals and encapsulated by carbon. Figure 28 . EDX analysis of carbon deposited on Ni-UGSO 13% after CC reaction at 750 °C for 2 h TOS.
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Influence of the Catalyst on the Growth of CNF
The effects of Ni and Fe on the growth of CNF is different depending on whether it is a CC reaction (decomposition of C2H4) or a DR reaction (decomposition of C2H4 and disproportionation of CO). Park et al. [43] have mentioned in their work that Ni-based catalysts are good for the decomposition of ethylene but were not as potent for catalyzing the Boudouard reaction, whereas Febased catalysts exhibited the opposite behavior. This fact was verified by our work, where we found that Ni is responsible for ethylene decomposition while Fe is responsible for the growth of CNF. They a b Figure 28 . EDX analysis of carbon deposited on Ni-UGSO 13% after CC reaction at 750 • C for 2 h TOS.
Mechanistic Understanding for the Growth of CNF
Influence of the Catalyst on the Growth of CNF
The effects of Ni and Fe on the growth of CNF is different depending on whether it is a CC reaction (decomposition of C 2 H 4 ) or a DR reaction (decomposition of C 2 H 4 and disproportionation of CO).
Park et al. [43] have mentioned in their work that Ni-based catalysts are good for the decomposition of ethylene but were not as potent for catalyzing the Boudouard reaction, whereas Fe-based catalysts exhibited the opposite behavior. This fact was verified by our work, where we found that Ni is responsible for ethylene decomposition while Fe is responsible for the growth of CNF. They studied a bimetallic Ni-Fe catalyst for the decomposition of C 2 H 4 and CO in the temperature range 600-725 • C, and they proved that increasing the ambient temperature improves the decomposition of C 2 H 4 while the Boudouard reaction is favored thermodynamically by temperatures of around 550 • C.
It has also been found that the crystallographic orientation of the metal atoms plays an important role in the ability of the catalyst to decompose the reactive gases [44] . Zhu et al. [45] showed that the Ni (111) plane adsorbs ethylene and acetylene dissociatively, which was proven in this work by SAED results where the Ni (111) facet was found on the metal particle on the top of CNF (Figure 25 ). Their calculations show that the rate of diffusion of carbon on the Ni (110) plane is the fastest step. However, the carbon deposited on the facet (110) is poorly crystallized because the distance of this plane does not correspond to that required for forming a graphite network. To form a good crystalline carbon structure, the atoms resulted from the decomposition of HC must first diffuse through Ni to dissolve and then precipitate onto the adequate Fe (110) facet (Table 9 ), which is required to form a graphite network. The energy difference between poor and well-crystallized carbon is the driving force that leads to transfer from one side of a metal to another [44] . 
Influence of Catalyst Particle Sizes on the CNF Diameter
Rodriguez [46] has studied the interaction between a metallic surface and carbon. Figure 29 is a schematic representation of the forces involved in the interaction of a metal catalyst particle with a graphite support in the presence of a gaseous environment. The contact angle θ is determined by the surface energy of the graphite support (Y SG ), the surface energy of the metal (Y MG ), and the metal-graphite interfacial energy (Y MS ), and is expressed in terms of Young's Equation: studied a bimetallic Ni-Fe catalyst for the decomposition of C2H4 and CO in the temperature range 600-725 °C, and they proved that increasing the ambient temperature improves the decomposition of C2H4 while the Boudouard reaction is favored thermodynamically by temperatures of around 550 °C. It has also been found that the crystallographic orientation of the metal atoms plays an important role in the ability of the catalyst to decompose the reactive gases [44] . Zhu et al. [45] showed that the Ni (111) plane adsorbs ethylene and acetylene dissociatively, which was proven in this work by SAED results where the Ni (111) facet was found on the metal particle on the top of CNF (Figure 25 ). Their calculations show that the rate of diffusion of carbon on the Ni (110) plane is the fastest step. However, the carbon deposited on the facet (110) is poorly crystallized because the distance of this plane does not correspond to that required for forming a graphite network. To form a good crystalline carbon structure, the atoms resulted from the decomposition of HC must first diffuse through Ni to dissolve and then precipitate onto the adequate Fe (110) facet (Table 9 ), which is required to form a graphite network. The energy difference between poor and well-crystallized carbon is the driving force that leads to transfer from one side of a metal to another [44] . 
Rodriguez [46] has studied the interaction between a metallic surface and carbon. Figure 29 is a schematic representation of the forces involved in the interaction of a metal catalyst particle with a graphite support in the presence of a gaseous environment. The contact angle θ is determined by the surface energy of the graphite support (YSG), the surface energy of the metal (YMG), and the metalgraphite interfacial energy (YMS), and is expressed in terms of Young's Equation:
YSG = YMS + YMG cos θ Figure 29 . Interaction between surface metal and graphite [46] . It presents changes in the shape of the metal particles as a function of the catalyst wetting degree on the graphite: (a) When weak forces occur between the metal and the graphite, the resulting contact angle is higher than 90° and there is no wetting; (b) When strong forces occur between the two components, the contact angle is lower than 90° and wetting occurs; Figure 29 . Interaction between surface metal and graphite [46] .
It presents changes in the shape of the metal particles as a function of the catalyst wetting degree on the graphite: (a) When weak forces occur between the metal and the graphite, the resulting contact angle is higher than 90 • and there is no wetting; (b) When strong forces occur between the two components, the contact angle is lower than 90 • and wetting occurs; (c) When the adhesion exceeds the cohesion inside the particle (Y MS > Y SG + Y MG ), the metal spreads over the graphite support surface [46] .
Two forms of catalyst particles associated with nanotubular carbon products, which are clearly different from one another, are commonly observed and presented in the literature [47] : one is conical and the other one is spherical. The conical particles are usually found at the end of the nanofilaments, as it was proven in this work (Figure 25 ), and the almost spherical particles are observed at the end of the nanotubes [48] . For conical particles, the adhesion exceeds the cohesion inside the particle, which leads the metal to spread on the graphite surface and, after precipitation, the carbon takes the form of piled up stacked cones from the particle, determining the shape of the particle's bottom (Figure 30 ). In addition, when weak forces occur between the metal and the graphite and the contact angle is >90 • , nanotubes are formed ( Figure 30 ). over the graphite support surface [46] .
Two forms of catalyst particles associated with nanotubular carbon products, which are clearly different from one another, are commonly observed and presented in the literature [47] : one is conical and the other one is spherical. The conical particles are usually found at the end of the nanofilaments, as it was proven in this work (Figure 25 ), and the almost spherical particles are observed at the end of the nanotubes [48] . For conical particles, the adhesion exceeds the cohesion inside the particle, which leads the metal to spread on the graphite surface and, after precipitation, the carbon takes the form of piled up stacked cones from the particle, determining the shape of the particle's bottom ( Figure 30 ). In addition, when weak forces occur between the metal and the graphite and the contact angle is >90°, nanotubes are formed ( Figure 30 ). A sequence of "stop-action" images [48] shows that after a few seconds of initial growth, the particle is pushed upward by the carbon flux and lengthens. As growth continues, the surface in contact with the carbon begins to tilt upward until it forms a conical or tear-shaped form, the tip of the cone being oriented toward the growing carbon nanostructure and pointing in the direction of carbon diffusion. This observation leads to the conclusion that the commonly accepted belief that the catalyst particle determines the size and shape of the product is false. It is more likely the opposite [49] .
Influence of Gas Composition on CNF Growth
The type of CNF formed is different for DR reactions and CC reactions; nevertheless, it also depends on other factors, namely the metal type and temperature. Luo et al. [50] have used Ni-La2O3 in a flow of CH4/N2, CO/N2, and CO2/CH4/N2, and they observed the production of both encapsulating carbon and CNF. The former was mostly formed in a CH4/N2 atmosphere whereas the latter was formed in a CO/N2 or CO2/CH4/N2 atmosphere. These results are in accordance with our findings. When using only C2H4, CNF with irregular forms as well as encapsulated carbon was formed; while, during DR reactions (where CO is present), only fishbone-type CNF were formed.
In fact, the composition of the gas affects the composition of the surface of metal particles because of the preferential segregation behavior of one of these components, which affects the arrangement of the atoms in the crystallographic face. This critical characteristic determines the mode of adsorption and decomposition of the reactive gas [51] . It has been found that when CO is present in the reactive gas, particles tended to have a faceted form, which leads to the formation of fishbone CNF [51] .
CNF Precursor
As it appeared on the images of the TEM analysis (Figure 25) , the metal is located in the tip of carbon nanofilaments, which indicates that carbon has grown in a crystallographic face of the metal. Several authors have tried to find which phase is the one responsible for CNF growth. First, Baker et al.
[52] report an activation energy that suggests that carbon diffuses through the reduced metal and, therefore, they indicate that the reduced metal is the growth crystal. Subsequently, Oberlin et al.
[53] studied CNF growth on iron. They used TEM to identify growth crystals and reported that cementite A sequence of "stop-action" images [48] shows that after a few seconds of initial growth, the particle is pushed upward by the carbon flux and lengthens. As growth continues, the surface in contact with the carbon begins to tilt upward until it forms a conical or tear-shaped form, the tip of the cone being oriented toward the growing carbon nanostructure and pointing in the direction of carbon diffusion. This observation leads to the conclusion that the commonly accepted belief that the catalyst particle determines the size and shape of the product is false. It is more likely the opposite [49] .
Influence of Gas Composition on CNF Growth
The type of CNF formed is different for DR reactions and CC reactions; nevertheless, it also depends on other factors, namely the metal type and temperature. Luo et al. [50] have used Ni-La 2 O 3 in a flow of CH 4 /N 2 , CO/N 2 , and CO 2 /CH 4 /N 2 , and they observed the production of both encapsulating carbon and CNF. The former was mostly formed in a CH 4 /N 2 atmosphere whereas the latter was formed in a CO/N 2 or CO 2 /CH 4 /N 2 atmosphere. These results are in accordance with our findings. When using only C 2 H 4 , CNF with irregular forms as well as encapsulated carbon was formed; while, during DR reactions (where CO is present), only fishbone-type CNF were formed.
CNF Precursor
As it appeared on the images of the TEM analysis (Figure 25) , the metal is located in the tip of carbon nanofilaments, which indicates that carbon has grown in a crystallographic face of the metal.
Several authors have tried to find which phase is the one responsible for CNF growth. First, Baker et al. [52] report an activation energy that suggests that carbon diffuses through the reduced metal and, therefore, they indicate that the reduced metal is the growth crystal. Subsequently, Oberlin et al. [53] studied CNF growth on iron. They used TEM to identify growth crystals and reported that cementite and alpha iron were the only ones present in their work, which led them to conclude that not only is the active metal responsible for the growth of CNF but that it also contributed to the formation of metal carbides. In other research, in order to confirm which solid phase of iron is the most catalytic for carbon formation, Sacco et al. [36] worked on phase diagrams. They experimented by heating iron foils under a stream of hydrogen at 900 K, then fed hydrocarbon gas mixtures of different compositions into the reactor for each experiment. They had a mass gain that corresponds to carbon formation only in the area where Fe 3 C is thermodynamically favored. Mass gain does not occur in α-Fe region, which proves that carbides, at least initially, are needed for carbon formation. In another study, it was shown that Fe 3 C supported on graphite and exposed to acetylene did not catalyze carbon formation [27] . There are two assumptions to explain this: Fe 3 C does not catalytically break up acetylene, or it is necessary to have a Fe 3 C/Fe dual phase metal interface to provide the solubility difference needed for carbon diffusion and thus the growth of the nanofilament. The results found in this work, which confirm the presence of the Fe 3 C peaks in the XRD pattern and SAED, confirm the assumption that the Fe 3 C is the responsible growth crystal for CNF.
Experimental
Materials
The targeted feedstock was gases derived from plastic pyrolysis, which are largely composed of unsaturated HC. The initial step, which is presented in this work, was the use of ethylene as a representative molecule.
UGSO-upgraded slag oxide-is a residue of the UGS process, which has been developed by RTIT to produce, from ilmenite, the world's richest titanium slag (95% of TiO 2 ). This mining residue is composed largely of Fe, Al, and Mg oxides as determined by inductively coupled plasma mass spectrometry (ICP-MS) elemental analysis shown in Table 10 . To produce a reforming catalyst, the UGSO is doped with Ni [30] . Blank experiments have shown that UGSO itself has no significant catalytic activity [30] . 
Set-Up
Reactions (DR, CC, and activation reaction) were conducted in a differential fixed-bed reactor, which is a quartz tube of approximately 25 cm of length and 15 mm of internal diameter, put in an oven with temperature control. The catalyst was deposited at the bottom of the tube between two pieces of quartz wool and placed in the oven. Gases were fed from commercial gas (supplied by Praxair) cylinders: C 2 H 4 (99%), CO 2 (99%) for the DR reaction, C 2 H 4 (99%), Ar (99%) for CC reaction, and H 2 (99%) and Ar (99%) for the activation reaction. Three AALBORG mass flow meters were used to control the gas flow at the inlet (Figure 31 ). The flow rate of the products was measured using a bubble flow meter and its composition was analyzed by gas chromatography (GC Varian CP-3800) with a measurement error varying between 1% and 2.5% depending on the analyzed gases (i.e., H 2 had the highest error proven during calibration tests). Catalysts 2020, 10, x FOR PEER REVIEW 28 of 34 
Experimental Methodology
Preparation of Ni-UGSO
Ni-UGSO is prepared via a solid-state reaction developed by Chamoumi et al. [16] . In summary, UGSO was first milled and sieved in a 53 µm sieve, which was the smallest size obtained with our dry powder sieving equipment. Nitrate hexahydrate Ni(NO3)2·6H2O was used as a Ni precursor; the latter was mixed with the UGSO in the targeted proportion. A small quantity of water was added, and the mixture was then milled and homogenized softly in a mortar at ambient temperature. The resulting milled mixture was oven-dried at 105 °C for 4 h and then calcined at 900 °C for 12 h. After calcination, the catalyst was sieved down to 53 µm and was used in the catalytic tests as powder dispersed in the quartz wool placed in the differential reactor.
Activation of Ni-UGSO
The Ni-UGSO was activated by H2. The evolution of the catalyst structure was studied using TPR, TEM and XRD analysis. The catalyst was activated under a flow of 75% H2 and 25% Ar for a time-on-stream (TOS) of 2 h. Table 11 shows the activation test conditions. 
Dry Reforming (DR) and Catalytic Cracking (CC) Reactions
Ni-UGSO was used as a catalyst for ethylene DR and CC. The influence of two factors was studied:
Weight percentage of Ni in the catalyst (wt.%). 
Experimental Methodology
Preparation of Ni-UGSO
Ni-UGSO is prepared via a solid-state reaction developed by Chamoumi et al. [16] . In summary, UGSO was first milled and sieved in a 53 µm sieve, which was the smallest size obtained with our dry powder sieving equipment. Nitrate hexahydrate Ni(NO 3 ) 2 ·6H 2 O was used as a Ni precursor; the latter was mixed with the UGSO in the targeted proportion. A small quantity of water was added, and the mixture was then milled and homogenized softly in a mortar at ambient temperature. The resulting milled mixture was oven-dried at 105 • C for 4 h and then calcined at 900 • C for 12 h. After calcination, the catalyst was sieved down to 53 µm and was used in the catalytic tests as powder dispersed in the quartz wool placed in the differential reactor.
Activation of Ni-UGSO
The Ni-UGSO was activated by H 2 . The evolution of the catalyst structure was studied using TPR, TEM and XRD analysis. The catalyst was activated under a flow of 75% H 2 and 25% Ar for a time-on-stream (TOS) of 2 h. Table 11 shows the activation test conditions. 
Dry Reforming (DR) and Catalytic Cracking (CC) Reactions
Weight percentage of Ni in the catalyst (wt.%).
In order to choose the temperature range for the tests, a study of thermodynamic equilibrium was done at temperatures ranging from 350 • C to 850 • C (Section 2.3.1). The wt.% of Ni in the catalyst, 13%, was chosen because the theoretical calculations based on the average UGSO composition show that this Ni content is necessary if all available Fe and Al oxides form spinels with Ni [30] . Nevertheless, since the catalytic activity comes from the local reduction of Ni and Fe into their metallic forms, as well as the concentration of these species at the surface of their support, lower Ni percentage were tested as well. Therefore, 10% and 5% were chosen arbitrarily as intermediate and lower wt.% of Ni.
A 3 2 fully reproduced factorial design of experiments (18 runs) were conducted for each study (nine tests with their duplicates). The experiments were conducted at atmospheric pressure after the activation step. Reaction conditions are summarized in the Tables 12 and 13 . 
Characterization Techniques
Several techniques were used to characterize fresh, activated, and spent catalysts. The information derived from the results of these techniques allows the understanding and interpretation of the phenomena that occur during the activation, DR, and CC reactions.
XRD
XRD analysis was used to identify fresh catalyst crystalline structure and to study transformations that might have occurred on this crystalline structure during and after activation, DR reactions, and CC reactions. The diffractometer used was Philips X'Pert PRO equipped with a Cu tube as its X-ray source and a Ni filter that was used to only let through Kα1 radiations from Cu (1.5418 Å) produced at 40 kV and 50 mA. The anti-dispersion slit was set at 1/2 and the diverged slit at 1/4. The analysis was carried out with a scanning angle of 2θ ranging from 15 • to 90 • .
Crystallite size can be calculated using Scherrer Equation:
L c = K × λ d × cos θ L c -crystallite size (nm); K-0.9; λ-1.5418 (Å) for Cu Kα1; d-FHMW (full width at half maximum) calculated using Origin software (nm); θ-angle (rad).
SEM and EDX
Scanning electron microscopy was used to characterize CNF and to study their morphology. The microscope used was a Hitachi Cold FE SU-823000 characterized by a 0.5 nm resolution at 30 kV and 3 nm resolution at 0.05 kV. It was equipped with a secondary electron (SE) lower detector, an SE/backscattered electron (BSE) upper detector, an SE/BSE top detector with energy filtration of BSE, a five quadrant BSE detector, a STEM (scanning transmission electron microscopy) detector for bright/dark fields, and a drift silicon detector energy dispersive X-ray spectrometry (SDD-EDS) detector, which was used to study the elemental composition and mapping of the sample.
TEM Coupled with EDX and Selected Area Electron Diffraction (SAED)
The microscope used was the Jeol JEM-2100F analytical transmission electron microscope equipped with a field effect gun operating at an acceleration voltage of 200 kV. Capable of imaging resolutions of 0.1 nm, this microscope was also equipped with an EDX spectrometer for chemical analysis. It also allowed the evaluation of crystallography using electron diffraction.
TPR
TPR was performed using a Chemisorb 2750 system (Micrometrics) equipped with a thermal conductivity detector (TCD). Tests were done after calibration of H 2 consumption. Fifteen milligrams of the studied catalyst were put on quartz wool and deposited in the tube reactor. A gas mixture consisting of 10% v/v of H 2 in Ar was fed in the TPR apparatus at a controlled flow rate of 40 mL/min. The sample was heated up to 1000 • C at a ramp rate of 2 • C/min in a temperature-controlled oven. The sensor was put in a cold trap Dewar flask containing isopropanol in liquid nitrogen in order to protect it from H 2 O formed during reduction. ChemiSoft TCx software (Micromeritics) was used to calculate the peak area which is proportional to H 2 consumption.
TGA
TGA was done using a Setaram Setsys 24 analyzer under 20% O 2 and 80% Ar in a temperature range between 20 • C and 1000 • C. For carbon deposited quantification, the TGA was carried out at a heating rate of 10 • C/min.
BET
Specific surface area, pore volume, and pore average size were calculated by multipoint BET method. It was performed using an Accelerated Surface Area and Porosimetry System (ASAP 2020 V4.01).
Reaction Metrics
The performance of the catalyst was evaluated by calculating: C 2 H 4 conversions (X C 2 H 4 ), H 2 yield Y H 2 , carbon yield (Y C ), and carbon growth rate (g C ·g cat −1 ·h −1 ) in accordance with Algorithm 1 below: where: F C2H4,in and F C2H4,out respectively denote the molar flow rates of C 2 H 4 at the inlet and the outlet of the reactor, F H 2 the molar flow rates of H 2 at the outlet of the reactor m C,in the mass of carbon fed. m C deposit the mass of solid carbon deposit on the catalyst M C the molar mass of C = 12.0107 g/mol
Conclusions
Ni-UGSO was prepared from a mining residue UGSO and then used to produce CNF and H 2 via CC and DR reactions. When mining residues are involved in formulations, there is a concern regarding the variability of its composition. Prior to the present study and the ones published previously [30] , four different batches of UGSO have been used to prepare the same catalytic formulations. The elemental analyses of the UGSO have shown that the variations were typically lower than 5% and the subsequent tests demonstrated that the observed conversion and yields deviations were lower than the overall experimental error and, consequently, not statistically significant.
Ni-UGSO 13% at 750 • C for the CC reaction and at 650 • C for the DR reaction exhibited the best performance in terms of H 2 and CNF yields. The literature has already provided the first insight into the factors influencing the formation of CNF and the mechanism of their formation, but the current work reveals the complexity of the latter. Although it is widely thought that the diameter of the CNF depends on the size of the catalyst particles, a more careful literature review along with the results of this work proves that other factors are also important. It has also been proven that carbides are the precursors of CNF and that the CNF-DR have higher structural order than CNF-CC. The type of CNF is also different. TEM images have shown that CNF-DR are fishbone shaped and CNF-CC form into tubular (MWNT) and stacked-cup structures. The results show that Fe is the main precursor of the CNF growth while Ni is more contributing to the split of C-C bonds. In terms of conversion and yield efficiencies, the performance of the catalytic formulations tested is proven at least equivalent to other Ni-based catalyst performances described by the literature. The experiments reported were conducted in a lab scale (g-lab) fixed-bed reactor and serve as a preliminary study. Ongoing work focuses on the production of CNF and H 2 in a kg-lab scale fluidized bed reactor to prove the feasibility at a larger scale towards eventual process commercialization.
